2) The pattern of GLC/MS-analyses of the both main-and sub-peaks were identical and all the fragments satisfied Tfa-Pro-ValOtBu structure (m/e: 367(M+), 310 (M+-C(CH3)3), 293, 266 (M+-COOC(CH,),)).
In order to distinguish to which enantiomer, D-D or L-L, the sub-peak in the latter condensation product with thionyl chloride (1.5 eq mole) at moderate tem perature (4045°C) and Tfa-L-Pro-chloride was ob tained by fractional distillation, which was also checked by GLC-analysis for its optical purity in the form of Tfa-Pro-Val-OtBu. Tfa-L-Pro-chloride was an oil (bp Some derivatives were prepared by using this compound and Tfa-DL-Pro-anhydride (s. EXPERIMENTAL)."* Tfa-L-Pro-anhydride racemized partially when heated in refluxing ethyl acetate containing a small amount of triethylamine (s. EXPERIMENTAL) and also when heated in trifluoroacetic acid. These observation makes it possible to speculate that in the trifluoroacetylation of L-Pro, a small amount of asymmetric anhydride, Tfa-L-Pro-O-CO-CF3, should have formed at first (cf. Lit.')), which then racemized directly or via the Tfa-LPro-anhydride under the reaction conditions. 6. Racemization of Tfa-L-Pro-anhydride to Tfa-DLPro-anhydride.
Tfa-L-Pro-anhydride was heated in refluxing ethyl acetate containing 0.5 ml triethylamine *** Mps and optical rotation of some derivatives of Tfa-L-Pro-anhydride were the same with those in Lit.') On the other hand, the corresponding derivatives of Tfa-DL-Pro-anhydride showed the other mps (s. EXPERIMENTAL). It appears therefore that in the Lit.') Tfa-L-Pro-anhydride had been isolated and was used for the preparation of those derivatives, while for the identification of Tfa-Pro-anhydride, the complete or incomplete racemate had been taken. for 0.5 hr. The resulted crystalline substance showed mp 139 140.5°C and [a]n -3.3 (c=0.4, benzene). IR: identical to that of the starting material. Test in epimerization in the form of Tfa-Pro-L-Val-OtBu by GLC, L-L/D-L=58:42. After reflux of Tfa-L-Proanhydride (0.33g) in trifluoroacetic acid (1.2 ml) at 120°C (bath temperature), racemization was detected to the extent of 12.5% after 5 min, 32% after 10 min and 49% after 0.5 hr (The extent of racemization= % of D-L-compound x 2).
